9-Ethynylfluoroenyl Radicals: Regioselective Dimerization and Post Ring-Cyclization Reactions.
9-Ethynylfluorenyl radical derivatives were readily prepared in situ and underwent simultaneous intermolecular coupling reactions. Interestingly, the dimerization process took place in either a head-to-tail or a head-to-head mode between the acetylenic or the allenic resonance forms dependent on the terminal substituents, which could be well explained by their different spin distribution and steric hindrance effects. The structures of the products were confirmed by X-ray crystallographic and other spectroscopic analyses. It was also found that the newly generated dipropinyl dimers underwent a rearrangement and ring-cyclization reaction at room temperature, eventually giving unique difluorenylidene cyclobutene derivatives.